Quantification of HMF and fructose by HPLC. The quanti cation of HMF and fructose in both aqueous phases was carried out by HPLC. Blank control samples were used to evaluate the possible interferences of the salt and ILs in the quanti cation. An HPLC-DAD (DIONEX ultimate 3000 DAD) was used for the quantification of HMF, and HPLC analyses were performed with an analytical C18 reversed-phase column (250 × 4.60 mm 10 μ), SPHERISORB S10 ODS 2. The mobile phase consisted of a mixture of methanol and water (1:4, v:v) . The separation was conducted in isocratic mode, at a flow rate of 0.6 mL . min 1 and using an injection volume of 20 μL. DAD was set at 284 nm. Each sample was analysed at least in duplicate. The column oven was operated at a controlled temperature of 35 °C. Calibration curves were previously prepared using the pure/standard HMF dissolved in ultra-pure water. At the described conditions, HMF displays a retention time of 6.9 min. The quantification of fructose in each phase was carried out by HPLC-RID (Gilson Model 131). HPLC analyses were performed with a sugar-alcohol column (250 × 4.60 mm 8 μ), REZEX RCU-USP, from Phenomenex. The mobile phase consisted of 100% of ultra-pure water. The separation was conducted in isocratic mode, at a flow rate of 0.1 mL . min 1 and using an injection volume of 20 μL. Each sample was analysed at least in duplicate. The column oven was operated at a controlled temperature of 60 °C. Calibration curves were prepared using the pure/standard fructose sample dissolved in ultra-pure water. At the described conditions, fructose displays a retention time of 17.7 min.
Experimental Results
Fig. S2 depicts the speciation curves of citric acid as a function of the pH. The experimental weight fraction data for the determined phase diagrams are provided in Tables S1-S11. Fig. S3 . depicts the phases diagrams at different pH vales for the ILs investigated. Table S12 presents the regression of the experimental binodal data for the systems studied, and Table S12 shows the information on the experimental tie-lines, along with their respective length (TLL). Fig. S4 depicts the phases diagrams for the different ILs at a fixed pH. 
